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Synthesis and Conjugate Addition Reaction
of Organocopper Reagents contained Sulfur
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Fig. 1 Conjugate Addition of Thiol
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Fig. 2 Reaction Mechanism
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Fig. 3 Angiotensin Converting Enzyme Inhibitors
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Fig. 4 Synthetic Precursors of ACE Inhivitors
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Fig.5 Enders's Synthesis of (3R, 4R)-Statine

FRIDMXTERS I, ROLIRRICEELREBLTWS (Fig.6),
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Fig.6 Proposal Mechanism by Tomioka
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vi) HEDEK
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V. # R (Results)
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i) 3-Methyl-buten-2-on (16)
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Fig. 7 Reaction of (16)
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Tablel. Reaction of 3-Methy1-2-buten-2-on (16) with Copper Reagents
Reagent R Yield(%)
(BnS),CuCNLis Bn 78
(PhS),CuCNLi,  Ph 88
Bn =PhCH,

Rtk 2 BOEHRAEREFSEL C A BIERIT o7, G L HEE I -78°CTHE (16)
2O-5LDMNE, BMIFRTEREL IKIGEZED T, FOFERE% Table 1128177,
Table 1R o3 X5z, RIEFRBRENLES T,

ii) Methyl vinyl ketone (18)
BOoEEEEHETRESERIGEEZEZoN D7 by (18) LoRIGEKREST LTz (Fig.8),

/\n/ Copper Reagent; RS\/\n/

o o)

(19)

(18)

Fig. 8 Reaction woth (18)
KIiG i) LEEITo %2, ZDFR% Table 2 Bz,

Table2. Reavtion of Methy vinyl ketone (18) with Copper Reagents

Reagent R

Yield(%)
(BnS)2CUCNLi2 Bn qy
(PhS),CuCNLi, Ph 88

Bn=PhCH,, qy =quantum yield

Table 2 2T 7: LD, BEATRBE T 2FERE2E 2108, ZEB TCRPEOWNEXRTH -
72o

iii) Mesityl oxide (20)

Copper Reagent
Y\ﬂ/ . >|/\[/
(o)

srp ©
(21)

(20)

Fig. 9 Reaction woth (20)
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RIGR (B ALDRFK) 25 2 BRAD 728, SEEELR ETRIGHES%EBZ LEZ5ND T b &

(20) toRIEEBRE L (fig.9),
R i) ERfRCATY, 2 OEER% Table 3 w7z,

Table3. Reaction of Methy Oxide (20) with Copper Reagents

Reagent R Yield(%)
(BnS);,CuCNLi, Bn 74
(PhS),CuCNLi; Pn 52

Table 3 1HBIF 7z & 5, ABATRERFLERES5 27205, AEB TRHEONETH -
720
v) Benzalacetone (22)
Tz VENSANKINEE CHRBRBRSEYS, 1VRZNVED B HAOETFEESHE

FEWEEbh3tEY (22) COWTKIGEITo 2,

Ph \/\r/ Copper Reagen; Phw
o

0 SR
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Fig. 10 Reaction woth (20)

Ricikv) R TV, ZOER % Table 4 2#8iF 72,

Table4. Reavtion of Benzalacetone (22) with Copper Reagents

Reagent R Yield(%)
(BnS),CuCNLi;  Bn 99
(PhS),CuCNLi; Ph 80

2EOFARLIENERTH - 72,

V. # % (Discussion)

a, B—TE/ 7 b i LT, H R L 72 2 EofERE (C,H;CH.,S) ,CuCNLi, & (C¢Hs
S),CuCNLL, 2 RIS E ¥ - L 2 2, HHWNEITSDELH 50, PELL-EY ORSHEETL
770

2EOHFRE IMFRRECENTEY, BIKICE LTEZ 5151, 2—FIKISERY)
BEINT, 1, 4—fHn GEBAN OALBE - ERYEEIRNCE 2T, 202 LidE
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Lize 2DZ LI, IhbsOFEE LTEKSELAS,

%7z Shono &', Miyatara 5”370 } VIEOERIC L 2 1) > F A BN S0 1 K
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L LEREIC DL T, B OSEOREUSM I Y, RISHEHEIZOWTIZS%IENT
FERCIDBHOMIILTITELLWEEZ TV,

Uk sE

1) REMRBFTH -7,

2) fbZEBEREER T WL,

3) RIGHEERUEEIC DWLTEKD 2ERSFEL 72,

4) 2) £3) OFR, THRIATART7 I FEREOERE2ET2HE»HEE L
AEFEITEEL R, A 7NN CHERSROBEBHT 72,

5) BEANDOARFOHAANARETH D, Hl:ZAFIRRGOMAEIRFTE S,

VI. # # (Acknowlegement)
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